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[57] | ABSTRACT

‘A galvanic cell with solid electrolyte, which is dis-

chargeable at room temperature and whose positive
electrode consists of the metals Sb, Bi, or of the oxides
or chalcogenides of these metals, or of mixtures of mem-
bers of the respective groups, bases its current produc-
tive processes upon the formation of a reversible inter-

- ‘metallic combination between the Sb or Bi and the
“alkali metal of the negative electrode. The reaction
equations are:

3Li+Bi=Li3Bi or . SR ¢)

12 Li+Bi203=2 Li3Bi+3Li0 )

A cathode material according to equation (2) is particu- -
larly desirable because BiyOj; has a higher volumetric

- capacity than Bi, due to the greater electron transition

from Bi’+ to Bi3—, thereby yielding hlgher energy
density. In both cases the discharge potential is 0.8 V.
As the solid electrolyte, Li3sN or Na3Zr;Si;PO1; (Nasi-

con) can be used.

6 Claims, 1 Drawing Figure' |
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1
GALVANIC CELL WITH SOLID ELECTROLYTE

The invention relates to a galvanic cell with solid
electrolyte, having a negative alkali metal electrode, a
solid positive electrode, and a solid electrolyte between
the electrodes, the cell being dischargeable at room
temperature.

The performance capablhty of galvamc cells with
solid electrolyte i1s inherently limited in two respects:
the electrochemical exchange between the active sub-
stances is limited in its dimensions to the geometrical
contact surface between one of the reactants, generally

the cathode, and the solid electrolyte. In addition, the

diffusion velocity in solids, especially at room tempera-
ture, is extremely low. The latter also manifests itself in
a slight discharge depth.

On the other hand, substantially more favorable dis-
charge conditions prevail when cells with negative
alkali metal electrodes contain either a liquid—in this
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case organic—electrolyte, or when they are operated as
a high-temperature solid electrolyte cell above the melt-

ing temperature of the cathode material.

In the first instance, the essential promotion of ionic
conduction within the cathode is assured by its porosity.
The liquid electrolyte penetrates the cathode volume
and provides pronounced discharge depths, given suffi-
cient electronic conductivity of the cathode material
which may be promoted by a graphite additive, if de-
sired.

Therefore, in principle, any material can be more or
less discharged using a liquid electrolyte.

In the latter instance, for the high temperature solid
electrolyte cell, the temperature is so chosen that, not

only the cathode, but also the discharge product, is in
the molten state. An example of this is the Na/Na3zZr-
2S1;P02 (Nasicon)/S-cell. Here, the load capacity of
the cathode is a function of the diffusion parameters and
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of the concentration gradient of the discharge products

in the cathode. At room temperature the discharge of
such a cell would be possible only to a very limited
degree.

In order to obtain a solid electrolyte cell which oper-
ates at room temperature, it is possible in principle to
make the cathode substance more conductive through
the addition of finely divided electrolyte and to cause
the mixture, when pressed into an electrode body to
approach the conditions of the porous electrode. How-
ever, such a procedure presupposes that the cathode
material and the solid electrelyte are compatible with
each other. This requirement is not met by the other-
wise preferred solid electrlyte Li3N, for example, be-
cause, in its most finely particulate form, it reacts with
potential cathode materials due to its low thermody-
namic decomposition potential of 0.45 V, while the
reaction at the electrolyte tablet/cathode tablet bound-
ary surface is negligible.

Solid cells are known whose current production is
based on the fact that the metal of the negative elec-
trode produces intercalation compounds with the cath-
ode material even at room temperature, e.g.,

xLi+T1S—Li1, TiSy

The load capacity of such cells is determined by the
speed with which the Li atoms diffuse into the crystal-
line lattice of the TiS;. This is inherently limited.

A solid electrolyte cell having a negative Li electrode
which can also be discharged at room temperature is
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~disclosed in German Patent Publication (Ausleges- |

chrift) No. 23 49 615. The cathode material of this cell
is formed by the sulfates of Pb, Sn, Cu, Hg, Ag, Ca or
Li, which have additionally been doped with electron
conductive materials. However, due to the composition
of the overall electrochemical system, this cell is not
conducive to high energy density. |

German Pat. No. 22 54 870 discloses a galvanic ele-
ment whose negative electrode and positive electrode
consists of As or Sb, and which operates with a liquid
organic electrolyte containing a conductive salt.

According, it is an object of the present invention to
provide a galvanic cell with solid electrolyte, in which
the electrochemical reaction on which the current de-
livery is based involves the highest possible coulomb
yield, and in which especially the cathode yields a high
energy density which is a function of volume.

This and other objects which will appear are
achieved in accordance with the present invention by
utilizing a positive electrode which consists, in the
charged state, either individually or in mixture of metal-
lic Sb, Bi or oxides and chalcogenides of these metals,
and which consists in the discharged state of a revers-
ible, intermetallic combination of Sb and/or Bi with the
alkali metal of the negative electrode. |

For further details, reference is made to the descrip-
tion which follows, in light of the accompanying draw-
ing wherein the single FIGURE shows the perfor-
mance characteristics of two embodiments of the pres-
ent invention.

It is particularly desu'able that the material of the
positive electrode, in the charged state, consists of ei-
ther metallic antimony or bismuth or of an oxide or
chalcogenide of one of these metals, the latter being
selected from the group of Sb03, SbaS3, Biz03, BisSs.
However, the material can also consist either of a mix-
ture of the two metals or of a mixture of oxides and
chalcogenides of the above-mentioned group.

As the negative electrode there may be used either a
lithium or a sodium electrode. However, the solid elec-
trolyte must be matched to it. For the former, Li3N 1s
suitable, for the latter, Na3Zr:S12PO1» (Nasmon) |

Surprisingly, it has been found that a solid electrolyte
embodying the invention can be discharged at a poten-
tial of U=0.8 V using a positive metal electrode of Bi,

for example. This voltage corresponds to the reaction
3Li+Bi=Li3Bi ()

Based on the above-mentioned reaction, the volumet-

- ric capacity of the Bi amounts to 1333 mAh/cm3.

However, it is partlcularly desirable to utilize as the
cathode material in a solid cell embodying the invention
not Sb or Bi but rather their oxides or chalcogenides.
This is because, in that case, the metal is reduced during
discharge from Me3+ to Me3— in accordance with the
reaction equation

12 Li+4BipO3=2 Li3Bi+3 L1oO (2
and this signifies a higher energy density. Consequently,
there also results for BipO3 a higher volumetric capacity
of 1543 mAh/cm3 at the same cell potential of 0.8 V.

Another conceivable cell reaction, namely

6 Li+Biy03=2 Bi+3 Lis0, 3)
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occurs at a voltage of U=2.04 V in a cell which ilas an

organic electrolyte, for example. Miltiple potentials of

0.8 V can be produced without difficulty by connecting
In series solid electrolyte cells embodying the invention.

Not only for reasons of favorable energy density, but
also from the standpoint of cost, the oxides Sb;O3 and
B1;03 are of greater interest than any corresponding
pure metals. On the other hand, the sulfide Bi2S3 has the

advantage of a relatively high electron conductivity, so
that it does not need conductive additives. On the other
hand, for oxides, up to 30% by weight of graphite is
included. In that case, the conductive material can also
consist of finely divided Sb or Bi.

When using a metal cathode, it i1s desirable to add
polytetrafluoroethylene as binder to the metal powder
(Sb or Bi). | |

The manufacture of a solid electrolyte cell in accor-
dance with the invention involves, as regards the cath-
ode, pressing on, melting on, vapor depositing, or sput-
tering on of the positive material upon the solid electro-
lIyte tablet. Using the same method, the negative elec-
trode is applied to the opposite side of the solid electro-
lyte. | |

Referring to the drawing, this shows in Curve 1 a
graph of the voltage variation of a solid electrolyte cell
Li/LisN/Bi (powder mixture with 5% by weight
PTFE, compressed at 7.5 kbar, about 1.3 cm? cathode
surface) during discharge through a resistance of 32.8 k
as a function of Q/Qu, wherein Q=the capacity
drained, Qm=the theoretically available capacity.
Curve 2 shows the voltage variation of a solid electro-
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lyte cell Li/LisN/BiyO3 (4 30% by weight of C, about
1 cm? cathode surface) for discharge through a 15.5 k
resistance.

We claim: |

1. A galvanic cell with solid electrolyte, having a
negative lithinm or sodium electrode, a solid positive
electrode and a solid electrolyte between the electrodes

and dischargeable at room temperature, wherein

the positive electrode consists, in the charged state,
either individually or intermixed, of metallic Sb, Bi

or oxides and chalcogenides of these metals, and

in the discharged state, of a reversible intermetallic
combination of the Sb or, Bi, or Sh and Bi with the
alkali metal of the negative electrode, and

the electrolyte is Li3N when the negative electrode is

a lithium electrode and is Na3Zr>Si>POj1> when the
negative electrode i1s a sodium electrode.

2. The cell of claim 1 wherein the oxides and chalco-
genides are selected from the group consisting of Sby0s3,
SbrS3, B120O3, B1>Ss.

3. The cell of claim 1 wherein the positive electrode
electrode material also includes a binder of polytetraflu-
oroethylene and a conducting material.

4. The cell of claim 3 wherein the conducting mate-
rial 1s graphite.

5. The cell of claim 1 wherein the negative electrode
is a lithium electrode.

6. The cell of claim 1 wherein the negative electrode

1s a sodium electrode.
s i e e s
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